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(54) Method of diffusion bonding thin foils made of metal alloys selectively permeable to 

hydrogen, particularly providing membrane devices, and apparatus for carrying out the 
same 



(57) In order to bond thin foils of metaJ alloys selec- 
tively permeable to hydrogen without causing tension or 
work-hardening that can cause in turn a brittleness, a 
bonding method is provided employing a hot diffusion 
bonding technique. 

Such method is carried out by an apparatus which is 



capable of hot diffusion bonding in an oven under con- 
trolled temperature and includes in combination: rigid 
support means (4, 4B) able to keep the edges of the foil 
(s) (1 , 1 B) to be joined in the correct position; a pressure 
blade (2) able to press evenly the welding seam ail over 
its length; means for adjusting the pressure which is ap- 
plied by pressure blade (2). 
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Description 

[0001] The present invention relates to the industrial field relative to the production of ultra-pure hydrogen. 
[0002] To separate and produce ultra-pure hydrogen tubes of palladium alloy selectively permeable to hydrogen with 
s a thickness of 1 00-1 50 urn are presently manufactured and marketed. 

[0003] Such permeable tubes are used in separation processes operating under high pressures greater than 1 MPa 
(10 atm) and at temperatures higher than 400°C. 

[0004] In recent times, devices including a catalytic reactor and permeable membrane means, so-called catalytic 
membrane reactor, have been developed and applied to the production of hydrogen in molecular reforming reactions. 
io Such devices are used in novel processes having some advantages including: 

- reaching high reaction conversion rates (over the thermodynamic equilibrium) ; 

- reduction in the number of apparatus as well as in the cost with the result of an increase in the reliability of the 
installation. 

15 

[0005] In particular, the use of such devices (catalytic membrane reactors) in molecular reforming processes oper- 
ating under low pressure (lower than 1 MPa), such as the water shift reaction or methane or methanol reforming, 
achieves further advantages if permeable tubes with very thin wall, i.e. with a thickness lower than 1 00 ujti, are used. 
[0006] It should be noted that, if any other condition remains unchanged, the reduction In the thickness involves an 
20 increase in the permeating hydrogen flux and the reaction conversions (yields) too. 

[0007] To this purpose the Applicant has developed a technology for producing permeable tubes of palladium-silver 
alloy (Ag 25% by weight) having a thickness lower than 50 urn. Such tubes find application in the manufacturing of 
catalytic membrane reactors used in processes operating at low pressure (lower than 1 MPa) and temperatures up to 
450°C. 

25 [0008] The technology developed for the manufacturing of permeable Pd-Ag tubes with thin wall provides the rolling 
of metal foils up to a thickness tower than 50 urn and the following joining of the metal foil edges which are overlapped 
along a generatrix of the tube which is being formed. 

[0009] In particular, the rolling mill process consists of a number of metal foil rolling and annealing operations in order 
to control the work-hardening of the material, however, the autogenous welding or brazing techniques used until today 
30 cause penetration of metal impurities contaminating and altering the palladium-silver alloy. 

[0010] By the way, it should be appreciated that the lack of defects and the purity of the Pd-Ag alloy are essential 
requirements to provide the selectivity of the permeable tube (production of ultra-pure hydrogen) and high permeability 
factors (high hydrogen flux). 

[0011] A disadvantage of the presently used welding processes, such as autogenous welding (argon arc welding, 
35 TIG) made along the generatrix of the tube with thin wall, is due to the fact that the thermal and hydrogen loading 
cycles cause a brittleness with the result of producing microcracks in the welding area which cause the membrane not 
to be selective to hydrogen any longer. 

[001 2] The invention seeks to overcome such problems by providing a bonding that do not cause tension or hardening 
which can cause in turn the brittleness mentioned above. This is accomplished according to the invention by providing 
40 a bonding method using a hot diffusion bonding technique. 

[0013] A better understanding of the invention will result from the following detailed description with reference to the 
accompanying drawings that show some preferred embodiments thereof only by way of a not limiting example. 
[001 4] In the drawings: 

45 Figure 1 shows schematically the essential components of the bonding apparatus upon joining two flat foils placed 

side by side; 

Figure 2 similar to the preceding figure relates to the joining of a foil which is bent to form a tube; 

so Figures 3, 4 and 5 are the three partially sectioned orthogonal projections of the apparatus of Fig. 2, respectively; 

Figures 6 and 7 show a TIG welding seam on a tube of Pd-Ag with thin wall and the cracks which are formed along 
the same welding seam after thermal treatment and hydrogenation, respectively; 

55 Figures 8 and 9 show a welding seam according to the present invention and a cross section of the same welding 

seam, respectively. 

[0015] With reference to Figures 6 and 7, it is self-evident that In case of TIG welding of tubes with thin wall made 
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of Pd-Ag alloy, thermal treatments and hydrogenation cause cracks along the welding seam, while in case of a diffusion 
bonding according to the invention (Figs. 8 and 9) the welding seam is quite uniform so that no tension or hardening 
that would cause strains and cracks are provided. 

[0016] According to the invention, the diffusion bonding for joining thin foils made of metal alloys permeable to hy- 
3 drogen, such as Pd-Ag alloy, mainly occurs because of a hot diffusion of the silver in the alloy. 

[0017] In particular, the thin membrane permeable to hydrogen can be joined in the flat state (Fig. 1) or in the bent 
state to form permeable tubes (Fig. 2). 

[0018] The described embodiments relates to thin foils permeable to hydrogen which are preferably made of a pal- 
ladium-silver (Pd-Ag) alloy. 

io [0019] As described above, the thin foils made of an alloy formed by palladium and silver (25% by weight) are man- 
ufactured from thick metal sheets. Bands with suitable width and thickness lower than 50 \xm are provided by cold- 
roiling such sheets. Upon rolling the material undergoes a work-hardening so that an annealing is necessary that is 
carried out under a partially reducing atmosphere (mixture of Ar and 5% H) in order to avoid the oxidation of the alloy, 
with a thermal cycle which reaches and keeps the temperature of 1200°C for 1 hour. 

is [0020] Such thin foils are then cut to measure by providing also a side margin sufficient to allow the edges to be 
overlapped in the area of the diffusion bonding (for example 1-2 mm). 

[0021] Figure 1 shows schematically the diffusion bonding apparatus for flat thin foils according to the invention. 

[0022] In this case, both foils 1 are laid down on a flat rigid support piate 4, preferably of alumina, so that their edges 

to be joined are overlapped and positioned under a pressure blade 2 having a rounded edge 3, preferably also of 
20 alumina, which is straight and parallel to flat plate 4 on which foils 1 lie. 

[0023] Pressure blade 2 evenly presses the overlapped edges of the foils to be joined by Its lower rounded edge. 

[0024] The pressure can be adjusted, for example, by set screws preferably located at the upper portion of the device. 

[0025] According to the present invention, the diffusion bonding is carried out in an oven under controlled atmosphere 

preferably with a flow rate of 1 litre/min of a mixture of argon (Ar) and 5% hydrogen (H) at the pressure of 1 atm 
25 according to the following thermal cycle: 

• heating rate of 6°C/min up to 720°C; 

• heating rate of 1 2°C/min up to 1 1 00°C; 

- keeping 1 1 00°C for 1 hour; 

30 - natural cooling down to room temperature for about three hours. 

[0026] As better explained hereafter, the diffusion bonding of the overlapped edges of the foil made of Pd-Ag alloy 
is mainly due to the high mobility of the silver atoms in the metal alloy. 

[0027] Should permeable tubes be manufactured, the size of each thin foil 1 B is such as to cover the side surface 
35 of the tube, enough overlap for the welding being also provided (Fig. 2). 

[0028] In particular, the tube to be joined is placed in the device shown in Figure 5 including: 

a steel blade 2 with a rounded edge 3 made of alumina; 

a cylinder 4B of alumina capable of supporting a tube 1 B of palladium-silver with thin wall; 
to - an alumina bearing shell 5 having a shape conjugated to the surface of rounded edge 3; 

- set screws 6 to adjust height and pressure of blade 2; 

- screws for tightening cover 7. 

[0029] The method of diffusion bonding tube 1 B with thin wail is similar to that described above with reference to the 
45 junction of two flat foils 1 . 

[0030] Turning now to the phenomenon of diffusion bonding, it is interesting to note that the use of literature infor- 
mation [Handbook of Chemistry and Physics, CRC Press] for the self-diffusion coefficient of silver at the solid state in 
the temperature range 640-955°C gives: 

50 2 

D = D Q exp(-E/RT) cm /s 

where: 

55 D 0 = pre-exponentlal coefficient = 0.67 cm 2 /s 

E/R = activation energy = 22830 K 
T = temperature, K 
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[0031 ] An analysis of the time necessary to the diffusion bonding of thin foils made of Pd-Ag alloy has been developed 
under the following assumptions: 

- using the serf-diffusion coefficient of silver instead of the diffusion coefficient of silver in Pd-Ag alloy; 

- neglecting the dependence of the diffusion coefficient on the concentration of the solute; 

- extrapolating the above formula also out of the temperature range mentioned in the literature; 

- neglecting the mobility of the palladium atoms (the diffusion coefficient of palladium is about six orders of magnidude 
lower than silver). 

[0032] The results of such analysis can be read in the following Table A showing that the temperature and the duration 
of the thermal cycle depend on the thickness of the thin foils to be joined. 

[0033] In particular, the Table shows the length of the thermal treatment of foils with a thickness of 35 to 50 urn at 
different temperatures. 



TABLE A 





Treatment length (hours) for foils with thickness: 


T[°C] 


35 u,m 


50 um 


800 


8.81 


17.97 


900 


1.44 


2.93 


1000 


0.31 


0.64 


1100 


0.08 


0.17 


1200 


0.03 


0.056 



[0034] Advantageously, according to the invention, the permeable tubes manufactured by such bonding technique 
showed no defects in the junction (microholes and cracks), thus ensuring the total selectivity to hydrogen. In addition, 
such bonding technique does not change the composition of the palladium-silver alloy, thus ensuring high permeability 
and good resistance to brittieness (due to the thermal cycles and the hydrogen loading). 
[0035] By the way, some applications in which such technology is particularly useful should be appreciated. 
[0036] For example, applications of such permeable tubes to the ITER fuel cycle (recovery of tritium from tritiated 
water in catalytic membrane reactors for the water shift reaction) have been studied. In particular, the lack of defects 
guarantees the selectivity of such membranes, a requirement that cannot be disregarded in nuclear applications. 
[0037] In the field of chemical, petrochemical industry the use of such permeable means is particularly interesting 
over other processes as the reduced thickness of the tubes allows cost to be decreased and permeation fluxes to be 
increased, while the total selectivity guarantees the production of ultra-pure gas. In this connection, the applications 
range from separation processes (production of hydrogen from gas mixtures) to the generation of hydrogen in catalytic 
membrane reactors with molecular reforming reactions. 

[0038] Furthermore, considering the recent developments in the production of ultra-pure hydrogen for fuel ceils used 
in the electric vehicles, the present invention is particularly suitable also for automotive industry. 
[0039] The present invention has been described and illustrated according to some preferred embodiments thereof, 
however, it should be understood that those skilled in the art can make functionally and/or technically equivalent mod- 
ifications and/or replacements without departing from the scope of the present industrial invention. 



Claims 

1 . An apparatus for joining thin foils made of metal alloys selectively permeable to hydrogen, characterized In that 
it is capable of carrying out a hot diffusion bonding in an oven under controlled temperature and includes in com- 
bination: 

• rigid support means (4, 4B) able to keep the edges of the foil(s) (1 , 1 B) to be joined in the correct position; 
- a pressure blade (2) able to press evenly the welding seam all over its length; 
means for adjusting the pressure which is applied by pressure blade (2). 

2. The apparatus according to claim 1 , characterized In that said pressure blade (2) is provided with a straight 
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rounded edge resting on the welding seam and parallel to support means (4, 4B) for the foil(s) (1 , 1 B) to be joined. 

3. The apparatus of the preceding claims, characterized In that said support means (4, 4B) for the foll(s) (1 , 1 B) to 
be joined is made of alumina. 

4. The apparatus of the preceding claims, characterized In that in order to join two flat foils (1 ), said support means 
for the foils is formed of a rigid flat plate (4). 

5. The apparatus according to one of claims 1 , 2 or 3, characterized In that in order to form permeable tubes, said 
support means for the foil (1 B) is formed of a rigid cylinder (4B) 

6. The apparatus according to claim 5, characterized in that there is additionally provided a bearing shell (5) of 
alumina having a shape which is conjugated to support cylinder (4B). 

7. The apparatus of the preceding claims, characterized In that the overlap of the edges to be joined is 1 -2 mm, the 
foil(s) (1 , 1 B) to be joined having an additional margin of corresponding size. 

8. The apparatus of the preceding claims, characterized In that the pressure exerted on the junction area by said 
pressure blade (2) is adjusted by set screws (6). 

9. The apparatus of the preceding claims, characterized In that it is particularly suitable for joining thin foils made 
of palladium-silver alloy with a thickness lower than 50 urn. 

10. A method of joining thin foils made of metal alloys selectively permeable to hydrogen, particularly for membrane 
devices, characterized In that a hot diffusion bonding technique is provided that includes the following steps: 

1 . overlapping the edges to be joined; 

2. drawing the edges near each other and tightening them by a pressure blade (2) able to press evenly the 
welding seam all over its length; 

3. performing a thermal cycle In an oven under controlled atmosphere according to the following thermal cycle; 

3.1 heating rate of 6°C/min up to 720°C; 

3.2 heating rate of 12°C/min up to 1100°C; 

3.3 keeping 1100°C for 1 hour; 

3.4 natural cooling down to room temperature for about three hours. 

11. The method according to claim 10, characterized In that said controlled atmosphere is formed by an argon and 
hydrogen flux. 

12. The method according to claim 11 , characterized In that said flux has a flow rate of 1 litre/min of a mixture of 
argon (Ar) and 5% hydrogen (H) at the pressure of 1 atm. 

1 3. The method according to anyone of claims 1 0 to 1 2, characterized In that said metal alloys selectively permeable 
to hydrogen include silver. 
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